. Optimized structures of 10a, 11a, 10b and 11b, and hydrogen atoms of Rh(Phebox-ip) Electronic Supplementary Material (ESI)
.Optimized structure of 13b-E-Si. . Relative electron energy changes along the Ctransform to the six-membered ring transition state (14TS-E-Si-Si). We failed to locate the expected exact transition states for the aldehyde migration into the Rh-C bond, so we scanned the potential surface along the reaction coordinates (distances between C + -C -bond length) and found a maximum point at 2.321 Å. The structure Insert-Max is energetically disfavorable relative to the aldol reaction structure.
The Cartesian coordinates and energies for all of the optimized structures and transition states structures 
